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We have calculated analytically the effect of diffusion on the Mdssbauer line, especially con-
sidering the correlation effects due to diffusion via vacancies. Starting from a hierarchy of rate
equations for single-particle densities, pair correlation functions, and higher-order correlation
functions we have deduced for small vacancy concentrations an effective equation for the mo-
tion of Mdssbauer atoms which is similar to the well-known "encounter model". The transport
of Mossbauer atoms is described by an effective jump-frequency matrix which incorporates the
temporal and spatial correlations of the atomic jumps induced by a single vacancy. We calculate
the effective jump-frequency matrix analytically by an iteration with respect to the number of
atomic jumps during an encounter. It turns out that the correlation of the atomic jumps dimin-
ishes the diffusion broadening of the Mossbauer line. - This eliminates some of the discrepancies
between Mossbauer studies and radio-tracer experiments.

I. INTRODUCTION

The Mossbauer effect provides a possibility to
study diffusion in solids on a microscopic scale in
space and time.! Due to diffusional motion of
Maossbauer atoms, the Mossbauer line is broadened.
From the width one can deduce the atomic jump fre-
quency. Thus the Mossbauer technique is a supple-
mentary method to the standard tracer technique.
However, to interprete the results obtained with
Maossbauer spectroscopy one has to describe the mo-
tion of the atoms microscopically, which has not been
done until recently. Thus discrepancies were found
when the results of the two methods were com-
pared.?® Knauer’ and Krivoglaz and Repetsky® have
first discussed the influence of correlation on
Maossbauer line broadening. More recently the diffu-
sional jumps of a substitutional Mossbauer atom via
vacancies, and the resulting correlation effects have
been considered in detail by Dibar-Ure and Flinn® !°
using numerical methods, and by Wolf!! who applied
his theory developed for NMR to Mossbauer spec-
troscopy. In the present paper, which is a condensed
version of our earlier report,!? we present an analyti-
cal calculation of the influence of diffusion of
Maossbauer atoms on the Mossbauer line. We restrict
our treatment to self-diffusion, i.e., we do not take
into account any disturbance of the vacancy jumps in
the neighborhood of Mo4ssbauer atoms. The effects
of changed vacancy jump rates have been considered
to some extent by Knauer’ and by Krivoglaz and Re-
petsky.?

According to Singwi and Sjolander! the emission

probability of y rays from a Mossbauer atom is pro-

portional to the scattering function S (K, w) which
characterizes the motion of the atom. If the vibra-
tional and diffusional dynamics of the Mdssbauer
atom can be separated, i.e., if the jump frequency is
much less than the characteristic vibrational frequen-
cies, one need only consider the diffusional motion.
Vibrations give rise to a decrease of the intensity of
the Mossbauer line by a Debye-Waller factor. The
diffusional part of the scattering function is given by

S(E, w) = J; dt %ye_Yr/Z(e—iwl_l_,eiwl)

x 3 e KRG (F,1) , (1.1

with fdm S(K, 0) = w%y. Here K is the wave vector
of 'the photon which is related to the energy #Awy of
Mbssbauer radiation by fwp=fic |k |, fw= #(w— 0p
is the energy transfer to the system. If =0 the em-
itted photon is elastically scattered and carries the to-
tal energy #Awg, which is the difference between the
energies of the excited nuclear state and the ground
state. y is the natural linewidth, i.e., ¥! is the mean
lifetime of the excited state. Gy (,?) is the diffu-
sional Green’s function of the Modssbauer atom
which depends on the discrete lattice site R™ and the
time ¢ It gives the probability to find a Mossbauer
atom at time ¢ at the site R if it started at the site
R =0 at time ¢ =0.

In order to discuss the effect of atomic diffusion
on the Mossbauer line one has to calculate the
Green’s function of the Mossbauer atom. Singwi and
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Sjélander! have solved the problem for an uncorrelat-
ed diffusion mechanism, i.e., if the atomic jump pro-
babilities do not depend on the direction of previous
jumps. The only diffusion mechanism for which this
is true is the direct interstitial diffusion.®> The un-
correlated motion of atoms can be described by a
simple rate equation and the resulting Mdssbauer line
is a broadened Lorentzian!

%'y*-K(l—(')
Y p—
(37 +A (K2 +?

S(K,w) =7 (1.2)

For a near_gst;neighbor jump model, the diffusional
broadening A (k) is given by

K(E)=ZFM—FM2’COSE-§T, (1.3)
T

where 'y is the (uncorrelated) jump frequency of an '

atom and R! are interstitial sites; the summation is
over nearest-neighbor sites only. Z is the number of
nearest neighbors. The broadening (1.3) strongly
depends on the direction of the y-ray emission rela-
tive to the crystal axes.

Usually, Mossbauer atoms occupy regular lattice
sites and diffuse via vacancies. Due to this mechan-
ism correlation effects arise, i.e., successive jumps of
a Mossbauer atom are no longer independent in
space and time. Correlation effects are discussed in
detail in the book of Manning.!
~ In early interpretations of Mossbauer line-
broadening correlation effects were taken into ac-
count by merely scaling the atomic jump frequency
with the macroscopic correlation factor. This is not
correct as we will show in the following. -In Sec. II.A
we describe the motion of a Mossbauer atom with a
single vacancy, and use an iteration procedure with
respect to the number of atomic jumps to calculate
the distribution of the Mossbauer atom. Then in Sec.
IL.B we deal with the diffusion of Mdssbauer atoms
in the presence of many vacancies. In Sec. III. we
calculate the resulting Mossbauer line shape. It turns
out that in the case of self-diffusion (unaltered va-
cancy jump frequencies) temporal correlations have
no measurable effect on the Mossbauer line shape,
(this is shown in detail in the Appendix). In Sec. IV.
we compare our analytical results with earlier calcula-
tions and with experiments.
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II. DIFFUSION OF SUBSTITUTIONAL
MOSSBAUER ATOMS

Substitutional Mossbauer atoms can diffuse
through the lattice at high temperatures when the
concentration and jump frequency of vacancies is suf-
ficiently large. The Maossbauer line is influenced by
the dynamics of Mossbauer atoms on a microscopic
scale in space and time. Thus we have to describe
the diffusional motion of the atoms in detail. We
first treat the local motion due to jumps with a single
vacancy and then the macroscopic diffusion in the
presence of many vacancies. We shall consider the
case of self-diffusion only, i.e., we do not take into
account changes of the vacancy jump frequencies in
the neighborhood of Mossbauer atoms.

A. Dynamics of a M{gssbauer atom
with a single vacancy

1. Green’s functions

We define the pair-correlation function
W(nm,t|n’'m’'), which is the joint probability, to
find the Mossbauer atom at the lattice site R™ and
the vacancy at R™ at time ¢, if at time ¢ =0 the atom
was at R™ and the vacancy at R™. Since the atom
and the vacancy must occupy different sites we have

Wi, |a'a’)=0=W(aa,|a'm")
The normalization is

S w(Em,|f'm')

@
with Q2.1)
0, t<0
@([) = 1 t >0

From the microscopic reversibility of the elementary
jump process follows the relation

w(nm,:|a'm)=Ww(@'m, | am) . .2)

This means that the same number of paths leads
from starting points (f'm ') to end points (A i) as
if starting and end points were interchanged. If only
nearest-neighbor jumps are considered, the pair-
correlation function obeys the following rate equa-
tion:

W(am,|8'M') =Tyse_o[W(ER A m') — WA, a'm)]+1 -85

X3 (1 =85 ) Tysg_m WA " ¢|0A'M') — W(AM,¢|F'm')]
=

+8(0) By (1 = Bgey)

2.3)



with
1, if o and mi are nearest neighbors
Sa-@ = |0, ‘otherwise 24)
Ssem=2Z .
w

I'y is the vacancy jump rate and Z is the number of
nearest neighbors. The first term on the right-hand
side of Eq. (2.3) describes the exchange of sites of
Mossbauer atom and vacancy; the second term
describes the free diffusion of the vacancy in the lat-
tice without passing the site fi of the atom. The pro-
duction of atom and vacancy at time -t =0 is given by
the last term. Because we assume a homogeneous
crystal, it is always possible to choose one starting

.|
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" point, say fi', to be the origin.

From the pair-correlation function we can get the
distribution function for the atom or the vacancy
alone. If we sum over i we find the vacancy distri-
bution function Gy, i.e.,

S w(dd,e|a'm')=Gy(m,|a'm')
=Gy(m,¢|m' )0 -8.5) ,
(2.5)

with the normalization 3Gy (m,¢| ') =0(t). The
probability G, (m,t|M") = G, (@ —fi',¢), to find the
vacancy for ¢ > 0 at m, if it was produced at m' at

t =0, obeys the following equation:

Gy(i—i',0) = 3 Tysy_mlGy(@"—"1) = Gy (fi — @', 0] +8(1) 5 o
=

= SAGF =) Gy ("~ 1) +8(0) 8 . - 2.6)
2

Here the nearest-neighbor jumps are described by the
jump matrix A, i.e.,

AR —m")=—Tysg_g+0zm 2 Tvse 1. Q7
T

A is translational invariant and we have

S0 m A(M =1 ") =0. Equation (2.6) can be
solved by Fourier transformation in space and time.
One obtains

G = [ 42 e [ LK (TRTG,(K 0) 29)

r

with
GAy(l—(., m) = f dt ef®! ze—i?'l—iﬁGV( ﬁi,t)
m

1
== > 2-9
—.iw+A(k) ( )

A(K) = 3 Tys (1 —cosk-R™) . (2.10)
it
The second integral in Eq. (2.8) is taken over the
first Brillouin zone with Vg =Qm)3/V,; V, is the
atomic volume.
In the following we need the frequency
transformed function G, (i — ', @) of

Vg Vg Gy(m—mi',t). From Eq. (2.6) follows:
(_iw)GV(ﬁl_ﬁl'y w) = zrysm_mu[éy(fﬁ”—ﬁ‘l', w) ”Gy(ﬁl—ﬁl', w)] +8fff,m’ (211)
-
r
with the normalization The last equation follows from the relation (2.2).
) 1 From Eq. (2.3) we can obtain a rate equation for the

SG(M-m' e = - (2.12) distribution function Ty, Rather than solving this we
i

The summation over the vacancy sites in the pair-
correlation function leads to the distribution function
Ty, for the Mossbauer atom, i.e.,
S wnm,|a'm') =Ty(f|a'm'")
i
=3 w(a'm',¢|nm)
w

(2.13)

will calculate the pair-correlation function W from
Eq. (2.3), and calculate Ty, via Eq. (2.13).

In the pair-correlation function W, the motion of
the Mossbauer atom is coupled to that of the vacan-
cy. After the first exchange, the vacancy is located
on a nearest-neighbor site. The atom can jump once
more only if the vacancy returns to the site of the
atom. We call R the probability of return of the va-
cancy. Then 1 — R is the probability that the vacancy
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will escape from a nearest-neighbor position without
passing the site of the atom. If the vacancy returns
once (probability R) and causes another jump of the
atom, then it starts again from a nearest-neighbor po-
sition. The situation is the same as before: either
the vacancy leaves (probability 1-R) or it induces a
further jump of the atom. Therefore the probability
for exactly two jumps of the atom with the same va-
cancy (the first exchange and one return of the va-
cancy) is R (1 —R). In general the probability for ex-
actly p returns is

w(p) =R”(1-R) . .14

The distribution is normalized, 3, w(p) =1. The
average number of vacancy returns is

F=3ow(p) ——R— @.15)
" 1-R

and thus the average number of jumps of a

Mossbauer atom with one vacancy is

- _ 1
j_.l—f—p-—l__R . (2.16)
We will see in Sec. III. that in three-dimensional lat-
tices, R is much smaller than one (in cubic lattices

R < 0.35). Then also p is small compared to unity
and because of the exponential decrease of the return
probability the Mossbauer atom will only make very
few jumps with the same vacancy (The average
number of jumps in the cubic lattices is j < 1.54).

So one can calculate the distribution function of the
Mossbauer atom using an iteration with respect to the
number of atomic jumps. A good approximation for
the distribution function can be obtained by taking
into account only a few jumps. We deal with the

small number of jumps the Mossbauer atom will,
with large probability, remain near its starting point
after an encounter with one vacancy. Thus many va-
cancies are needed for its macroscopic diffusion; we
treat this problem in Sec. II. B.

2. Return probability and vacancy
diffusion with absorption

We want to calculate the probability of one return
of the vacancy of the Mdssbauer atom at site i. The
probability that the vacancy returns from a nearest-
neighbor position with the next jump to the site of
the atom is Z~', with Z the number of nearest neigh-
bors. But the vacancy can first leave the neighbor-
hood of the atom. Then there are contributions to
the return probability from all paths through the lat-
tice that lead the vacancy back to . The vacancy
starting at a neighbor site i of the atom can diffuse
freely over all lattice sites except 1, the site of the
atom. This exclusion of i can be described by an ab-
sorption condition at @i, which guarantees that the va-
cancy once it has reached i, does not jump back into
the rest of the lattice. The return probability is then
given by the probability that the vacancy is absorbed
at o if it started at a nearest-neighbor site of n.

In order to describe the vacancy motion with ab-
sorption we define the Green’s function F (i, | ').
It is the probability of finding a vacancy at site m for
t > 0, which was produced at m’, at time r =0, if it
can be absorbed at ii. F is different from the ideal
vacancy Green’s function Gy due to the absorption
condition at i, i.e., .

iteration procedure in Sec. II.A 3. Because of the Fo(e| /') =0 . (2.17)
The equation of motion reads
F(,t| @) =3 Tysy_ml Fo( @ "t @) — Fo( Lt )] = 85 AT (1) +8(0) 8 (1 =871 (2.18)
-

The terms in the sum describe the free diffusion of
the vacancy. For n'=m the additional negative term
—,:'»'_'“ (¢) is the rate of absorption, i.e., the rate with

which the vacancy jumps to the site T

ﬁﬁj'-(t)=Erys§,ﬁm,,F.i(ﬁi”,[|tﬁ') : (2.19)
=

The return probability per unit time from a nearest-
neighbor site is given by
alt) =A§f' ez » (2.20)

and by integration over time we find R

Rﬁﬁwa(t)dt

=j; S Cysp o F( | )5y pedt . (2.21)
=

To calculate R we solve Eq. (2.18) with the ideal
Green’s function Gy yielding

Fii,e| @) =Gp(m—mi' 0 -85 )
—fo %Gy(ﬁl—r"ri”,t—t’)

X B d T () . (222)
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AT (1) is determined by the absorption condition,
Eq. (2.17). Using a Fourier transformation we obtain
Gy(i—m', w)

AT () = 92 C
m ) = e

A=840 . (223)

By inserting into the Fourier-transformed Eq. (2.22)
we get

F A, olm')=|G(fi—f' o) -G (M-

Gy(o—m', w
(2.24)
For nn and M’ nearest-neighbor sites, we find from Eq.
(2.20),
a(w) = Gy(Ny, 0)/Gy (0, ) . ' (2.25)

Here Gy (N, w) is the Green’s function for a
nearest-neighbor site. The return probability, which
is the integral over time of «a(t), is given by the sta-
tionary limit o =0 of a(w), i.e.,

R =a(w=0)=gy(N)/gv(0) , (2.26)

with the stationary Greeh’s function
gr() =Gy (i, 0=0) = [ Gy(,0) di

This is the solution of the stationary equation of mo-

tion [compare Eq. (2.6)]

0=3Tysy_mley(m"—m")
=
—gy(M—m)] +d5 % . (227

Especially for g,(0), i.e, M =mm', we obtain
ZTygy(0)=ZT,g(Ny) +1. Now we find for R

1

O] (2.28)

R =1
The numerical values of the stationary Green’s func-
tions are listed, e.g., in Ref. 12. For cubic lattices we

compute!* ! the following values for R: sc,
R =0.3405; bee, R =0.2822; fce, R =0.2563.

3. lIteration procedure

As discussed in Sec. II.A we want to calculate the
pair-correlation function by an iteration procedure
with respect to the number of jumps of the
Maossbauer atom. This is possible with help of the
Green’s function F because it allows us to specify
the number of returns to a fixed lattice site n, which
we identify with the site of the Mossbauer atom.
Each return of the vacancy induces one jump of the
atom. The general solution of Eq. (2.3) is given by
the integral equation

N t
WL T ) =8y (| @) + [ dr' 3 P (= |8 ysp e W (R TR (2.29)
=

The first term on the right describes the distribution of the atom-vacancy pair, if the vacancy does not visit the
atomic site and therefore the atom makes no jump. The second term contains all changes of sites of the atom

with the vacancy. It has the following structure:

Tysp_ W (R"H,0 |8/ ") dt'

is the rate, with which at time ¢’ atom and vacancy change sites during the time interval dt', such that the vacan-

— 1

cy arrives at m " and the atom at ii. This means that the atom jumps at least once. In the remaining time ¢ — ¢’
the vacancy migrates from m" to m without passing the site of the atom again. Because the last jump of the
atom can happen at any time ¢' < ¢, we have to integrate over t'.

Now we obtain an expansion of the distribution function with respect to the number of atomic jumps by iterat-

ing the solution, Eq. (2.29), i.e.,

WORMm,t |0’ M) =8, Frp (M.t M") (2.30)
is the contribution to the distribution function, if the atom does not jump.
: ,
W‘”(ﬁm,tlﬁ'm')=j; dr' 3 Fo(m,t — ' | ") Tysp_ o WO(R"A,¢" | ') (231
" . '

is the contribution of just one atomic jump. In general the contribution of exactly v +1 jumps is

, .
W‘"*”(ﬁ'rﬁ,t!'ﬁ’rﬁ’)=j; dt' S F( @t =t | @) Tyse o WOUR T[T @) (232)
P
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The complete distribution is given by the sum

wnm, | a'm) =73 w(aEm|na'm’) . (2.33)
v=0
The pair-correlation function is normalized to unity [r > 0,1’ # m’, see Eq. (2.1)]. We can use this condition to
check the quality of the approximation: taking into account v jumps the norm is fulfilled to terms of the order of
R¥*! for t — oo; for a finite time interval R is replaced by the return probability until time ¢, . a(r) dr'.
Later we will need the Fourier transform W,(w) of the distribution function W,(¢) after u jumps, i.e.,

W, (5,

I3
am) =3 WY(am,|a'm)
v=0

For =0 and p =1 this reads

(A, | f'M') =84 Fr(f, 0|fi’) (2.34)

WA, o fi'm') =8 Fp (M, 0| M') + F(M, 0| 8) Tysy_pFr (T, 0|@’) . (2.35)

B. Dynamics of the Mdssbauer atom
with many vacancies

Since the Méssbauer atom only makes a few jumps with one vacancy, a long-ranged diffusion can only be
achieved by encounters with many vacancies. The vacancy density ¢y in metals is typically smaller than 107%.
Thus the probability that two vacancies are in the neighborhood of the atom at the same time, which is propor-
tional to ¢} is very small and these configurations can be neglected. Then the atomic motion can be considered
as consisting of successive independent encounters with vacancies. This well-known "encounter model" has al-
ready been used by several authors'®!” to describe diffusion of atoms by the vacancy mechanism. We will
deduce this approximation for the atomic motion formally starting with a system of equations for correlation
functions of the atom with many vacancies.

1. Equations of motion

For the scattering function Eq. (1.1) we need the probability G, (1,¢) to find the Mdssbauer atom at the lattice
site I at time ¢ > 0, if it was produced at i’ at t =0. This probability is normalized to unity for t >0, i.e.,
> Gu(H,1) =0(1). The diffusion equation reads

n

Gy (,0) = 3 Tysp_ oG (AT, — G (A, +8()8, . (2.36)

Here G, is the density of atom-vacancy pairs: it gives the average number of pairs with a Mossbauer atom at i
and a vacancy at m. Gy (1,7) changes in time because of atom-vacancy exchanges, it decreases by jumps of the
atom to neighbor sites m and it increases, if the atom reaches 1. 8(t)85.,0 is the production term for the atom.
The pair density G, is normalized to 2 G,{fim,t) =NyGy(1,t). It is determined by the equation
i

Gy(AM, 1) =Tysp_z[Gy(MA,0) — G(AMN+ (1 =8 3 (1 =8 ) Tys_me [Go(AM",1) — Go(A 1, 1)]
" .

+ 3T ysp_ el Gy (A" AR — Gy (R A", 0] +8() 8500y (1 =8 ) 2.37)
-
LA
Here G;(nmni’,t) is the density of triplets, i.e., the The following processes contribute to the change of
average number of triplets consisting of the G,, Eq. (2.37): The first term describes the exchange
Mossbauer atom at ii, a vacancy at m, and a second of sites of the indicated atom-vacancy pair, the
vacancy at m'. The normalization is second describes the free diffusion of the vacancy

e, . without passing the site i of the atom. The next
E Gy(Amm',t) =(Ny—1DG(Am,t) . (2.38) term accounts for jumps of the atom with a second
=
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vacancy while the first vacancy is fixed at m. The
last term describes the production of the atom at

t =0, at the origin (i=0), in the presence of

Ny =cyN homogenously distributed vacancies, where
N is the number of lattice sites.

Now we have to formulate an equation for G;
which contains a density function G4 to describe
jumps of the atom with a third vacancy. In that
manner one gets a system of coupled equations for
G;, which describes the complete dynamics of the
system from which we have to determine Gy,.

2. Superposition approximation

The small vacancy density ¢y allows to cut off the
hierarchy of equations after a few steps. Because of
cy << 1, the average distance between vacancies is
large compared to the nearest-neighbor distance.

This means especially if one vacancy is located near
the Mossbauer atom on the average the others are far
away. But strong correlations are present only over a
range of a few jump distances and for larger distances
they can be neglected. )

The roughest approximation is to consider the atom
and vacancy completely independent, i.e., to separate
the pair density function: G,(Am,t) =c,Gy(0,t).

-

Then from Eq. (2.36) we obtain
Gu(B,t) +cy JAT—") Gy (F",1) =515, .

m

(2.39)

This equation of motion has the same structure as
Eq. (2.6) for the diffusion of the vacancy,

only the jump rates for the atom are scaled by cy.
Therefore the atomic distribution changes slowly
compared with the distribution of vacancies. In Eq.
(2.39) the motion of the atom is described by ran-
dom jumps to empty neighbor sites with jump rates
'y =cyI'y; here correlations are neglected.

In order to take into account correlations we only
approximate the triplet density function. In the equa-
tion of motion (2.37), G;(Amm",t) appears in -
terms describing the exchanges of sites of the atom at
o with the vacancy at m"”. Because of ¢y << 1 the .
other vacancy (at @) is far away on the average, and
we neglect its correlations with the atom-vacancy pair

at (Wm"”). Thus we set
G}(ﬁmﬁl",t):CVGz(ﬁm",t) . (240)

Then we obtain from Eq. (2.37)

Gy, 1) =Tysp_ gl Go(MT,1) = Go(Am, O] + (1 =8, 1) 300 =8, 2T ys e [Go(F 1) — Gy, 1)]
=

+CVG‘M(ﬁ,t)—'a(t)Cyaﬁ’080'm . (241)
A general solution of this equation can be given with the pair-correlation function W, Eq. (2.3), ie.,
! Pd =t =1 8 —_ !
G,(am,t) =Cyf0 de'3 w(nm,:—¢|f'm )WGM(n ")
e ' (2.42)
! ' _Q‘ —_— H =1 =1 -1 '
—ch; dt ﬁ“%’ a1 w(nm,:—t'|8'm')Gy(d' ') .
The last equation is obtained by partial integration.
3. Jump matrix for the Mossbauer atom
Substitution of Eq. (2.42) into (2.36) yields for Gy
Gu(R) +3 [ dr 0GE=F"1 =) Gy('0') =58, | (2.43)
oy

with the matrix

S(A-T"1) =cy JTysp_m 2 IW(EM| R @) — W(FTH| T @)
m '

=cy DTysp_ ol Ty (A 2| T) — Ty (7' ¢|@H)] _ (2.44)
< )
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Equation (2.43) has a more general structure than
the equations for jump diffusion discussed so far,
e.g., Eq. (2.39), since the development in time of all
atomic jumps induced by one vacancy is considered.
Instead of the coupling matrix ¢y A(f@) describing in-
stantanous jumps, here the integral operator
®(7—n',t) appears, which describes the temporal
sequence of the jumps of the atom with one vacancy.
The dimension of @ is that of a jump rate per unit
time and it contains two factors: (i) the characteristic
jump rate I'yy =cy 'y that is well known from Eq.
(2.39), (ii) a term describing the spatial and temporal
correlations between the atom and a single vacancy.

inversion) of the lattice, ® depends only on the
difference + (A —n") of the starting and end posi-
tions of the atom. The relation

3 d(A—i'1) =0 (2.45)

is satisfied, which guarantees the conservation of the
number of particles.
Fourier-transformation ¢ — w of Eq. (2.43) yields

(—iw) Gy (8, 0) + S B(FE-F", 0) Gu(F', 0) =5, .

Because of the symmetry operations (translation and (2.46)
3
Here we have
(AT, @) =0y 3T ysp_g 3 (i) W(AR, o|f'f') - (—iw) W(fH o/ 8'%)] (2.47)
I '

which is a frequency dependent, generalized (effec-
tive) jump matrix, which in general is a complex
quantity.

C. Approximations for the
effective jump matrix

1. Instantaneous atom transfer

The time dependence of the matrix ®(n —na',¢) is
determined by the time dependence of the distribu-
tion function T, of the Mossbauer atom due to
jumps with a single vacancy. Because the vacancy
leaves the neighborhood of the atom with large pro-
bability already after a few jumps, the time depen-
dence of the atomic distribution and thus of & is res-
tricted to times of the order of magnitude of I';!.
During this time interval, the vacancy performs rela-
tively many (= Z) jumps and covers relatively large
distances, whereas the atom practically remains at its
site because of its much smaller jump rate
I'y=cyTy. So for times ¢ >> 'yl it is a good ap-
proximation to neglect the time dependence of ® and
use the stationary limit ¢+ — oo for the term describing
the atomic transfer in the equation of motion (2.43).
Thus we obtain from the integral

j;w d' ®(A—a',t —1t') Gy (7', t")
= Uowd”"(ﬁ‘ﬁ', f))GM(H',t) , (2.48)

where for small 7=¢ —t' we replaced Gy (7',t) by
Gu(T',t). A consistent Taylor expansion is not pos-
sible here, since the term linear in 7 leads to a diver-

¥

gent integral.'®* Then the equation of motion reads

Gy (1) + 3 AT(ER') Gy (F',1) =8(1) 8.,
T (2.49)
with the effective jump matrix for the atom

A (@ —n") =J;°°d-r<l>(ﬁ'—ﬁ', 7)
=d(F-f" 0=0) , (2.50)

A still contains all spatial correlations. It is deter-
mined by the total broadening of the atomic distribu-
tion caused by a single vacancy. In this limit all
jumps between i’ and i contained in A°" are con-
sidered as happening instantaneously. Such a time-
independent approximation for the atomic transfer
has already been used by several authors for the
description of diffusion via vacancies.”8 1617

Since in the case of continuum diffusion only the
effective displacement of the diffusing atom is impor-
tant and not its temporal development, we can calcu-
late from A°" the diffusion coefficient D™ of the
Moéssbauer atom. It is defined as the second moment
of the jump matrix!® '

D,&orr=_% Z(T‘T)ZAeﬂ‘(_l')
1
=D = fey Dy . (2.51)

Here fis the correlation factor and

Zd*
6

Dy=—3 3 (RM2A() = <441,
T

is the diffusion coefficient of the vacancy. D

would be the diffusion coefficient of the atom if no

correlations were present. d is the nearest-neighbor

distance.
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\

2. Expansion of the effective jump matrix
with respect to the number
of atomic jumps

In order to calculate the distribution of an atom
diffusing via vacancies D. Wolf,!¢ and Dibar Ure and
Flinn!° have used numerical integration methods.

We obtain analytical results for the distribution func-
tion Gy, of the Mossbauer atom by expanding the
generalized jump matrix ®(7—8"', ) with respect to
the number of the atomic jumps. We make use of
the iteration procedure for W described in Sec. IIA 3.
. In a zero-order approximation we calculate
®y(fi—1i', w) with the help of W, from Eq. (2.34)
and obtain

Go(fi—1', w) =cy| X Tysp_mdem 3 (—iw) Fi(M, 0| M) —Tysp g 3 (—iw) Fr(f, 0| @) . (2.52)
T ' '

il

N describes the atomic transfer from @' to # by one jump with a vacancy. We can express ®, by the Green’s
function Gy (#, w) of the vacancy which can be calculated numerically.!>?° Using Eqs. (2.11), (2.12), and (2.24)

we get

Gy(i~10', w) =cyA(F—0")[1 - &(w)] ,

(2.53)

with A(R—7") given by Eq. (2.7) and &(w) by Eq. (2.25). The structure of the matrix ®, is the same as that of
the jump matrix A, i.e., it includes nearest-neighbor jumps only. The jump rates of the atom are proportional to
the vacancy density ¢y. The factor [1 —a(w)] is due to the fact that only such vacancies contribute to ®, which

induce a single (uncorrelated) jump of the atom.

As a next step we use W, from Eq. (2.35) to compute @, and as a function of G, we eventually obtain

¢ (f—-1', 0) =cyA(A-T") 1 —&(w)] + vl —a(w)]{@()Tysy_m—a (-7}

=&y (F-7" )+ (F—T' w)

The matrix @, contains two jumps of the.:(;xll)om with
the same vacancy. The additional term & in Eq.
(2.54) describes jump rates to sites, which the atom
is able to reach with exactly two jumps. Here we
have

a(i—0") =3 S5 mSmo
it
=3a"s"(f@-1") , (2.55)

which is the number of lattice sites which are mutual
nearest neighbors of i and i’. We have decomposed
it into contributions from different coordination
shells i: a'? is the number of nearest-neighbor sites
of i and T’ if @ is in the ith shell with respect to i".
The functions s (7 —f"’) describe the coordination
of fand 0, i.e.,

) 1, if o and @' are ith neighbors

sM(7-n")= . ,
0, otherwise .

eg., sO(A—1')=8;r and a® =2 sO(A-7") is
identical with s—._—. from Eq. (2.4). The terms
described by a (f —1’) have a longer than nearest-
neighbor range, e.g., as far as the Sth neighbor in bcc
lattices.'?

If one includes one more atomic jump in the calcu-

X [Gy(ﬁ*ﬁ', ) —&(w)GV(Nl, w)”

(2.54)

r

lation of ® the jump probabilities to all sites which
are reached by the previous approximation are
changed and the range of & is extended by one more
jump distance. The corrections to & decrease with
the number u of jumps considered proportional to
[&(w)]#*!. The condition of particle conservation,
Eq. (2.45), is fulfilled for any order of iteration, i.e.,
S @, (A-f", ) =0.

e

n—n

III. SHAPE OF THE MOSSBAUER LINE

A. General resuit for
the line shape

According to Eq. (1.1) the scattering function is
given by the Fourier transform of the Green’s func-
tion of the Mossbauer atom, i.e., ’

S(E, w) = j;) dt %ye“”/z(e_"""+e"‘”’)
x 3 e ®RTG, (1)
w
= '}‘Y[GM(E, -w+ i—;-'y) + éM(E, w +é-'y)]

3.1
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Equation (2.43) yields
GM(E, w) =[—io+dK )], 3.2)

with a complex &(K, w) It can be shown12 that the
real part of ®(K, w + i+ y) Red(K, w + i~ y) is an

even function of w whlle the imaginary part,

S(E,w)=‘21"y

Ly +Re<i>(l—€ w+ily)

Im®(K, » +i7) is odd, ie.,
Red (K, 0 +i7y) =Red(K, —w +i+7);
Imd(k, 0 +i7y) =—Imd(K, —0 +i3y) . (3.3)

After some rearrangements we thus obtain for the
scattering function

Because of the frequency-dependent jump matrix the
Mossbauer line is, in general, not a Lorenzian. To
calculate the line shape we need the frequency-
dependent vacancy Green’s function Gy (i, ),
which is discussed in detail in Ref. 12. In the Appen-
dix we show that the o dependence of ¢ has no
-measurable effect in the case of self-diffusion, i.e.,
temporal correlation can not be detected. So it is suf-
ficient to use the frequency-independent jump matrix
(encounter model, Sec. I1.C 1). Of course for jump
frequencies I'yy = ¢y 'y small compared to the natural
line width v, i.e., at low temperatures, Eq. (3.4) sim-
plifies to the scattering function of a Mossbauer atom
bounded at a single site in the lattice, i.e.,

S(K, 0) =(y¥/4) (y*/4 + )™

B. Diffusion broadening
(frequency-independent jump matrix)

In the case of the instantaneous transfer of the
atom we get from Eq. (2.49)

GM(E, ) =[—iw+AM(K)] , 3.5)
and the scattering function reads
Ty +AT(K)
e R C T

S(k w) = (3.6)

Here S (K, ») describes a Lorenzian spectral line with
total width y +2A°"(k). The broadening due to dif-
fusion is given by 2A °(k).

1. Zero-order approximation

The zero-order approximation @, for the jump ma-
trix, Eq. (2.53), yields for the diffusion broadening

2R0°"(K) =20(K, ©=0) =2¢,(1 -R)A(K) . (3.7

[27+Re<D(k o+ iy y)]2+[lm<b(k w+l—y)—w]2

3.4)

r

R is given by Eq. (2.26) and A(K) is given by Eq.
(2.10). The broadening (3.7) consists of three
characteristic factors. The jump rate of the
Mossbauer atom I'y, = ¢, Ty determines the order of
magnitude of the broadening, and thus the possibility
of detecting the dlffusxonal motion in the spectrum.
The factor A(K)T'j! determines the anisotropy of the
broadening, i.e., the dependence of the width on the
direction of y-ray emission relative to the lattice axis.
In <I>o(k w=0) we only consider one Jump of the
atom with a single vacancy. Thus the k dependence
is determined by the geometry of the atomic jumps to
the nearest neighbors. The third factor 1 — R is the
reduction factor due to the neglect of further jumps
of the atom with each vacancy. Calculating the
second moment of A" according to Eq. (2.51) we
find that 1 — R is the value of the correlation factor in
this zero-order approximation. In this approximation
the effect of correlations only consists in scaling the
uncorrelated jump rates 'y, = ¢, I'y by the correlation
factor f. Numerical values of 1 — R and f for cubic
lattices are listed in Table I. We see that 1 — R is a
good approximation for the correlation factor, devia-
tions are largest for the fcc-lattice by about 5%.

The anisotropy of the broadening is demonstrated
in Figure 1. It shows the values of 2A,*"(kK)T;; for
different orientations of the K vector in a stereographic
projection. We have plotted contour lines for a bec
lattice with the absolute value of the wave-vector
|K|=7.3 A! and the lattice constant a =2.86 A.
These values apply to diffusion of *’Fe in a-iron.
The width varies between 23T, for k approximately
in the (311) direction and 1.1T in the (111) direc-
tion.

TABLE I. Correlation factor in zero-order approxima-
tion.

Lattice type sc bee . fce
1-R 0.6595 0.7178 0.7437
f 0.6531 0.7272 0.7815
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2. First-order approximation

From Eq. (2.54) we obtain the broadening in first-order approximation, i.e., '

24, (k) =2¢y(1 —=R)A(K) +2¢y(1 =R) 3, cosk-R™ ™ (RTys. . —a(A—7")

n

The correction term A V(X)) changes the k depen-
dence of the zero-order approximation. The influ-
ence of correlated diffusion can no longer be
described by a scaling factor independent of k, but a

<

V6 2 4 812%

<100> B % Qo>

1 1
<100> mMo> < <100>
0 0 20 30 445 W=45 L5 0 0 10 0 9
90 9-90 90 80 70 605.7% 634 711 802 90 Y

FIG. 1. Anisotropy of the diffusional broadening
2A4°T(K) T ;7 of the Mssbauer line calculated in zero-order
approximation according to Eq. (3.7) for self-diffusion in a
bee single crystal with ka =2.878 (*’Fe in a-Fe). (a) Con-
tour lines in the standard triangle of stereographic projec-
tion. The numbers give the diffusional width in units of
Iy =cyTy. (b) Variation of the diffusional broadening in
zero-order approximation along the border line of the trian-
gle shown in Fig. 1(a).

xTplgy(A—7") — Rey (N1} =240°"(K) +2A Vef(k)
(3.8)

r

specific spatial effect of the correlated jumps enters.
The K dependence of A, °"(k) is determined by the
geometry of lattice sites which can be reached by two
atomic jumps.

In Fig. 2, 2A, (k) T';# is plotted for parameters
applying to *’Fe isotopes diffusing in a-iron. The
orientation dependence of the broadening is changed
little compared to the zero-order approximation, but
the extrema are smoothed out; for example in the

an

1 1
100> 40> A 100>
0 10 20 30 4045 P45 45 W N0 W0 o
%0 9-90 90 8 70 60547% 634 71 802 90 Y

FIG. 2. Anisotropy of the diffusional broadening of the
Maéssbauer line calculated in first-order approximation ac-
cording to Eq. (3.8). Same parameters and same plots as in
Fig. 1.
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(311) direction we find 24, °"(k) = 16Ty, i.e., a
reduction of about 30%. However, there remains a
remarkable difference between the maximum value
close to the (311) direction and the minimum in the
(111) direction.

We do not expect that further approximations will
modify the results essentially, because the corrections
are of the order of R3 which is small since R is about
0.3.

IV. SUMMARY AND DISCUSSION

We have analytically calculated the shape of the
Mossbauer line taking into account the diffusion of
substitutional Mossbauer atoms via vacancies. We
have only considered self-diffusion in single crystals.
The line shape is determined by an effective jump
frequency matrix which we have derived using a mi-
croscopic description of the motion of an atom via
vacancies, and taking into account spatial and tem-
poral correlations of the jumps. We have shown that
for self-diffusion, temporal correlations are not
detectable. Thus the Mossbauer line is only
broadened which can be measured at high tempera-
tures when the atomic jump rate is at least of the
same order of magnitude as the natural line width.
The anisotropy of the broadening due to the discrete
jump distances in a lattice is modified by the spatial
correlations of the jumps.

We have calculated the diffusion broadening in two
approximations. In our zero-order approximation in
which we taken into account one atomic jump with
each vacancy, the anisotropy is determined by the
geometry of the nearest neighbors just as for an un-
correlated diffusing vacancy. In this approximation
the effect of correlations only consists in a scaling of
the atomic jump rate by the macroscopic correlation
factor. In the first-order approximation, in which two
atomic jumps with one vacancy are considered, the
anisotropy is changed and the particular geometry of
the correlated atomic jumps enters explicitly. A pure
scaling of the atomic jump rates by a k-independent
factor is no longer possible even though the general
features of the aniotropy remain the same (see Figs.
1 and 2). We expect the same to be true for any
further approximation.

Our results are in general agreement with the nu-
merical results obtained by Dibar-Ure and Flinn.'°
They simulated the atomic jump diffusion in sc and
bee lattices numerically and found that the main ef-
fect of the correlation for the line broadening is a
reduction of the atomic jump rates by the Bardeen-
Herring correlation factor. But they also found devi-
ations from the nearest-neighbor anisotropy in some
K directions. Our analytical results in general give
larger deviations. For example, Dibar-Ure and Flinn
found deviations of about 10% in the (7100) direc-

tion where we obtain deviations of about 20%. In the
(310) direction, we find in agreement with these au-
thors, only small deviations (about 4%). A more de-
tailed comparison with these numerical results is not
possible because the authors give numbers only for a
few k directions. Wolf!'! has recently specialized his
work on the influence of diffusion on NMR to
Méssbauer spectroscopy, producing essentially the
same results as ours. He also finds deviations from
the simple scaling of the atomic jump rates by the
correlation factor which are due to the specific way in
which the jumps of a Mossbauer atom with a single
vacancy ("encounter") enter the linewidth. In earlier
papers'S he calculated the distribution function of an
atom after such an encounter. Our iteration pro-
cedure gives a prescription on how to calculate this
distribution up to a certain order in the return proba-
bility R (see Sec. II A).

The anisotropy of the diffusion broadening can
only be measured in experiments with single crystals.
However, so far only polycrystalline or powder meas-
urements have been reported.2® To compare our
theoretical results with these experimental data we
have to average the scattering function over the
orientations of the crystallites. The technique is
described, e.g., by Dibar-Ure and Flinn.? They per-
formed the averaging for a nearest-neighbor jump

model. A rough estimate for the averaged (S(k, w))

can be obtained by using the averaged width
(A*"(K)). This approximation can be improved by a
cumulant expansion.?! According to Eq. (3.1),

(S(X, w)) is determined by the averaged Green’s
function (Gy (K, + &+ l%y). The first-order cumu-

lant approximation reads

(Gu(K, 0)) = | —iw+ (A(K))

-1

1

— (3A(K —_—
(BA( )—/w+(Aeff(k))

3A(k))
4.1
with
8A(K) = A*M(K) — (A*M(K)) .

We will estimate the polycrystalline broadening by
averaging the effective jump matrix. With

(cosk-RT — —sin[k[|RT|
v |KIIR™|

’

we obtain from the zero-order approximation, Eq.
3.1,

(Ao®"(K)) =Ty Z(1 —R) [1 —E‘—Z—d’ﬂ . (42)

For Méssbauer spectroscopy, the product kd is always
much larger than unity (e.g., kd =21 for *'Fe in a-
Fe), so we obtain from Eq. (4.2)
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(Ao®(K))y =TyZ(1—-R) . (4.3)

Following Wolf!! one can interprete this as the in-
verse of an effective mean residence time for a
Mossbauer atom: (I'y,Z) ! would be the mean
residence time for an uncorrelated random walk and
(1 —R)7!is the mean number of jumps of an atom
during an encounter with a vacancy (see Sec. II.A).
The first-order approximation, Eq. (3.8), yields

Ay =Tz -Rfi- 2R

4.4)

The broadening 2 (A; *(k)) is always smaller than
2(Ao°™(K)). The additional factor (1—-1+R/Z) <1
accounts for the fact that in this approximation the
Maossbauer atom has a finite probability, given by
(1+R)/Z, to return to its original site. Similar argu-
ments have been presented by Knauer.” The reduc-
tion depends on the type of lattice, it is 22.3% in sc,
16.3% in bee and 10.5% in fcc lattices. Note that the
scaling factor (1 —=R)[1—(1 +R)/Z] in Eq. (4.4) is
not identical with the correlation factor in first order
[whereas (1 — R) is for the zero-order approxima-
tion]. The respective values are listed in Table II.

For the interpretation of experimental data of line
broadening?® mostly the diffusion model of Singwi
and Sj6lander! has been applied using a jump fre-
quency scaled with the correlation factor. The po-
lycrystalline width was approximated by the averaged
width. The values of the width calculated with this
model using parameters obtained from tracer experi-
ments were a factor of 2 larger than the measured
width for diffusion of ’Fe in Fe,’ Cu,? and Au.}
This discrepancy has stimulated a lot of discussions
(see, e.g., the review of Janot??). Dibar-Ure and
Flinn’ have shown that proper averaging of the
scattering function instead of the width leads to
smaller values for the polycrystalline width, e.g., for
'Fe in iron by a factor of 0.85. Taken into account
properly, the correlated motion yields a further
reduction of the width as we have shown above and
was also found by Wolf!! and Knauer’.

A reason for the remaining discrepancies may be
the disturbance of vacancy jumps in the neighbor-
hood of substitutional Mdssbauer atoms like 3’Fe in

S(K,w)=2X

2y+Re<D0(k o+is y)

TABLE I1. Scaling of (A®T(k)) and correlation factor in
first-order approximation.

Lattice Type sC bee fcc
first-order
approximation 0.6073 0.6936 0.7518
for f

A-R)1-(0+R)/Z] 0.4735 0.5828 0.6549

Cu and Au. Such disturbances have beeen con-
sidered, e.g., by Krivoglaz and Repetsky® who have
shown that due to local motion of the vacancy
Mossbauer atom pair the intensity of the Mdssbauer
line decreases. In our approach, these disturbances
can be included by considering changed vacancy jump
rates in the equation of motion for the correlation
function W. We are currently considering this.
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APPENDIX

A. Change of the Mdssbauer line shape
due to the frequency dependence
of the jump matrix

In this Appendix we will discuss the effect of the
frequency dependent jump matrix on the scattering
function, especially considering consequences for the
shape of the detectable Mdssbauer spectrum. For
smphclty, we use the zero-order approximation
cb (K, ). Then the scattering function reads

2 L >y +Redy(k, m+l—y)]2+[1md)o(k o+ it >y) — ol

(AD)

From Eq. (2.53) we obtain for the real and imaginary part of ®y(k, +/ =)

Red, (K, 0 +i39) =cyA(K)[1 —Rea(w +ixy)];

Im$o(K,  + i+ 'y)-—cVA(k)lma(w+1 Y) . (A2)
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where a(w + i% v) is given in Eq. (2.25) in terms of the vacancy Green’s function. Thus we have

ReGy(0, w +i3Y)ReGy(Ny, 0 +ixy) —~ImGy(0, 0 + iz IMGy (N}, w + i)

Rea(w+i l— y) = — ; ~ : ,
[ReG/(0, w +iz Y] +[ImGy(0, w + iz )]
(A3)
( - ReGy(O,m+l%y)ImG~y(N1,m+i%'y) ReGy(Nl,w+l—y)ImGy(0 w+it y)
Ima(w + I—y p
[ReGy(0, w + iz Y2 +mGy(0, 0 +i57)]?
Since the diffusion broadening is visible only if it is ReGy(ifi, w) =gy (i) — 372 w'?;
at least of the same order of magnitude as the natural F'/
linewidth y we can neglect the natural linewidth in . a
the following discussion. Frequencies » smaller than ImGy (i, w) = T ! (AS)

about 0.1(% ) are not detectable with Mossbauer

spectroscopy, and the intensity of the line decreases
quickly for high frequencies w > 102¢,T, >> Red,. .
Thus we restrict our discussion to the frequency
range

0.1(3%) <w<10%,Ty or 0. 1-1— <= <10%y .
1 4

(A4)

Because we have ¢y < 107, the frequency ratio
/Ty in Eq. (A4) always is much smaller than unity.
For o/Ty << 1 we are able to calculate the frequency
dependence of ®,(k, ) explicitly with the help of
the frequency-dependent vacancy Green'’s function
Gy (i, ») for low frequencies which is discussed in
detail in our earlier report.'> Here we only list the
important results. For w/T'y << 1 one finds, neglect-
ing terms of higher order than '/,

]

a is a constant depending on the lattice structure
ag= ()27 Vy(Zd*/6)** .

Taking into account only terms of the order of
(o/T))'2 << 1 we obtain from Egs. (A3) (with
y= =0) the following frequency dependence for
cbo(k (t))

Redo(k, ) = A, *(k) [1+Z2(1 —=R)ay

12
w

Ty

X

+0 (w)l , (A6)

12

Im®, (K, ) = —A, (k) Z (1 - R)ao[FL +0(w)
|4

with Ag®(k) =c,(1 —R)A(K). This yields for the
scattering function

1/2
ixoeff(i)[HZ(l—R)ao F“’—] ]
— 4
S(k,w)=~21 T 7 5 (A7)
Ao®M(K)211 +Z(1 —R)ay rl +{Ae(K)Z(1 = R)ay —F“L] —w]
Vv 14

This scattering function does generally not describe a
Lorenzian spectral line. Especially for very small fre-
quencies, w/T'y << 1, S(k, ) becomes

S(K, ) ~3yA*T(K) [l = Z(1 = R)ag(w/T )] .
(A8)
However, this decrease proportional to »'/? near
=0 cannot be detected in Mossbauer experiments
as we will show now. The !/ terms in (A7) can be
neglected if the following conditions are fulfiiled:
() Z(1 = R)ay(w/T ' << 1
and (A9)

1/2
(i) A*™(k)Z (1 —R)a()[?w— << w

14

—
Therefore w must be limited to
2

Aeff"E
AT Iy << o <<

'y

—
[Z(1~R)ay)?
(A10)

Z(l —R)a()

As a numerical example we consider a bcce lattice for
which we have ag=(2)2/16 7 and the maximum
value of Ag°T(K) is 16T (1 —R) with I'yy=c,T}.
Thus we obtain

deyTy << w << 36T .

This frequency range includes the interval given in
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Eq. (Ad), if we consider that I'y; =c¢,T'y certainly is
less than 10(—;—)’) and ¢y < 107, The limits do not
change essentially for other cubic lgttices. Thus the
o dependence of the jump matrix &y (K, ) can be
neglected in the scattering function in the frequency
interval relevant for Mossbauer spectroscopy. This is

also vaiid for other approximations of the jump ma-
trix. So for self-diffusion of Mossbauer atoms via
vacancies the influence of the correlated atomic mo-
tion consists in broadening of the Mdssbauer line,
which can be calculated analytically as described in
Sec. I11. B.
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